The structure of natural barioferrite (P6 3 /mmc, a = 5.8901(2) Å, c = 23.1235(6) Å, V = 694.75(4) Å 3 , Z = 2) is identical with the structure of synthetic barium ferrite and can be described as an interstratification of two fundamental blocks: spinel-like S-modules with a cubic stacking sequence and R-modules that have hexagonal stacking. The displacement ellipsoids of the trigonal bipyramidal site show elongation along the [001] direction during heating. As a function of temperature, the mean apical Fe-O bond lengths increase, whereas the equatorial bond lengths decrease, which indicates dynamic disorder at the Fe2 site.
Introduction
Barioferrite, BaFe 12 O 19 , P6 3 /mmc, a = 5.8921(2) Å, c = 23.1092(8) Å was described as a new mineral species from a metamorphosed baryte nodule, which was found on the southern slope of Har Ye'elim, a mountain in the Negev Desert, Israel. In this nodule, barioferrite occurs as small platy crystals up to 3 × 15 × 15 µm 3 , as well as their aggregates. Therefore, the unit cell dimensions of the holotype specimen were obtained only from powder X-ray diffraction data [1] . There are several descriptions of synthetic BaFe 12 O 19 [2] [3] [4] [5] , whereas there are no previous single-crystal structure studies of natural BaFe 12 O 19 .
Barioferrite belongs to the magnetoplumbite group. This group is characterized by the general crystal chemical formula AM 12 O 19 , where A = Ba, Pb, K, Ca, Fe 2+ , Mn, Mg, REE and M = Fe 2+,3+ , Mg, Al, Ti 4+ , Cr 3+ , Mn 2+,4+ , Zn [6] . Minerals of the magnetoplumbite group are characterized by a modular structure composed of three-layered spinel blocks (S) interstratified with R-blocks, in which the larger A-site cations are located [7] .
A natural occurrence of BaFe 12 O 19 was first reported from Si-undersaturated Ca-Fe-rich buchite in porcelanite deposits at Želénky in the North Bohemian Brown Coal Basin, Czech Republic [8] .
Methods and Description

Geological Setting and Mineral Description
The barioferrite investigated was found in the outcrops at Har Parsa, which is located in the eastern part of the Hatrurim Basin, about 10 km southeast of Arad, Negev Desert, Israel. The Hatrurim Basin is the one of the largest units in the Hatrurim pyrometamorphic complex. It is a generally recognized fact that the terrigenous-carbonate protolith of the Hatrurim Complex was driven by combustion processes [20] [21] [22] [23] . The geology and origin of the Hatrurim Complex have been discussed previously in some detail [21] [22] [23] [24] [25] [26] . Many new minerals including aradite, zadovite [9] , gurimite, hexacelsian [10] , ariegilatite [27] , flamite [28] , shulamitite [29] , barioferrite [1] , silicocarnotite [30] , and gazeevite [31] have been described from this locality.
Barioferrite forms platy submetallic crystals in a small paralava vein up to 1.5 cm thick in gehlenite hornfels at Har Parsa. Some barioferrite crystals reach 0.3 mm × 0.1 mm in size (Figure 1b,c) . Minerals of the larnite-flamite and andradite-schorlomite series, Fe 3+ -bearing gehlenite, magnesioferrite, and khesinite, are rock-forming minerals in this paralava (Figure 1a Figure 1d ) and is also present as small inclusions in gehlenite (Figure 1a ). Minor and accessory minerals, in addition to the above-listed ferrites, are represented by vorlanite CaUO 4 , Si-Fe-bearing perovskite, P-bearing fluorellestadite, and baryte.
Methods of Investigation
The morphology and composition of barioferrite and associated minerals were studied using optical microscopy, scanning electron microscopy (Phenom-World, Eindhoven, The Netherlands)) (Phenom XL, Faculty of Earth Sciences, University of Silesia, Sosonowiec, Poland), and an electron probe microanalyzer (Cameca, Gennevilliers, France) (Cameca SX100, Institute of Geochemistry, Mineralogy and Petrology, University of Warsaw, Warsaw, Poland). Elemental analyses were carried out (WDS-mode, 15 kV, 20 nA,~1 µm beam diameter) using the following X-ray lines (detection limit, wt %) and standards: Si Kα (0.03), Ca Kα (0.04), Mg Kα (0.03)-diopside; Al Kα (0.03)-orthoclase; The Raman spectra of barioferrite were recorded using a WITec alpha 300R Confocal Raman Microscope (WITec, Ulm, Germany) (Faculty of Earth Sciences, University of Silesia, Sosnowiec, Poland) equipped with an air-cooled solid-state laser (532 nm) and a CCD camera operating at −61 °C. The laser radiation was coupled to a microscope through a single-mode optical fiber with a diameter of 3.5 µ m. A Zeiss LD EC Epiplan-Neofluar DIC-100/0.75NA objective was used. Raman scattered light was focused on a broadband single-mode fiber with an effective pinhole size of about 30 µ m, and a monochromator with a 600 groove/mm −1 grating was used. The power of the laser at the sample position was ca. 25-30 mW. Integration times of 10 s with an accumulation of 20 scans and a resolution 3 cm −1 were chosen. The monochromator was calibrated using the Raman scattering line of a silicon plate (520.7 cm −1 ). Spectra processing, such as baseline correction and smoothing, was performed using the SpectraCalc software package GRAMS (Galactic Industries Corporation, Salem, NH, USA). Band-fitting was performed using a Gauss-Lorentz cross-product function, with a minimum number of component bands used for the fitting process.
Powder X-ray diffraction patterns of barioferrite were obtained using a Rigaku R-AXIS RAPID II diffractometer (Rigaku Co., Tokyo, Japan) (Saint Petersburg State University, Saint Petersburg, Russia) equipped with a cylindrical image plate detector using the Debye-Scherrer geometry (d = 127.4 mm; Co Kα radiation) and measured at room temperature. The data were integrated using the software package Osc2Tab/SQRay [33] . The minerals can be distinguished by color: garnet-dark-brown; gehlenite-orange to yellow-brown; larnite-light-grey to colorless; barioferrite-black; secondary hydrous Ca-silicates-chalk white to light-grey. The area shown in the red frame is magnified in Figure 1b The Raman spectra of barioferrite were recorded using a WITec alpha 300R Confocal Raman Microscope (WITec, Ulm, Germany) (Faculty of Earth Sciences, University of Silesia, Sosnowiec, Poland) equipped with an air-cooled solid-state laser (532 nm) and a CCD camera operating at −61 • C. The laser radiation was coupled to a microscope through a single-mode optical fiber with a diameter of 3.5 µm. A Zeiss LD EC Epiplan-Neofluar DIC-100/0.75NA objective was used. Raman scattered light was focused on a broadband single-mode fiber with an effective pinhole size of about 30 µm, and a monochromator with a 600 groove/mm −1 grating was used. The power of the laser at the sample position was ca. 25-30 mW. Integration times of 10 s with an accumulation of 20 scans and a resolution 3 cm −1 were chosen. The monochromator was calibrated using the Raman scattering line of a silicon plate (520.7 cm −1 ). Spectra processing, such as baseline correction and smoothing, was performed using the SpectraCalc software package GRAMS (Galactic Industries Corporation, Salem, NH, USA). Band-fitting was performed using a Gauss-Lorentz cross-product function, with a minimum number of component bands used for the fitting process.
Powder X-ray diffraction patterns of barioferrite were obtained using a Rigaku R-AXIS RAPID II diffractometer (Rigaku Co., Tokyo, Japan) (Saint Petersburg State University, Saint Petersburg, Russia) equipped with a cylindrical image plate detector using the Debye-Scherrer geometry (d = 127.4 mm; Co Kα radiation) and measured at room temperature. The data were integrated using the software package Osc2Tab/SQRay [33] .
The single-crystal X-ray diffraction experiments were carried out at 100, 200, 300, and 400 K using an Agilent Technologies Xcalibur Eos diffractometer (Agilent Technologies, Santa Clara, CA, USA ) (Saint Petersburg State University, Saint Petersburg, Russia) operated at 50 kV and 40 mA and equipped with an Oxford Cobra Plus system (Table 1) . More than a hemisphere of three-dimensional data was collected using monochromatic Mo Kα X-radiation with frame widths of 1 • and 40-80 s count time for each frame. The systematic absences observed are consistent with space group P6 3 /mmc. (2) 200 (2) 300 (2) 400 (2) Crystal system, Z Hexagonal (2) c (Å) 23.1092 (7) 23.1171 (7) 23.1235 (6) 23.1891 (9) Volume ( 
Reflections 
Chemical Composition and Raman Spectroscopy
To identify barioferrite, we performed electron probe microanalysis and Raman spectroscopy. Barioferrite from the paralava of Har Parsa has a relatively constant composition and contains substantial substitutional elements, including Ti 4+ , Al, and Ca ( Table 2 ). The presence of Cu and Zn and also the interpreted incorporation of small amounts of Ca in the spinel module is a specific feature not only of barioferrite from Har Parsa paralava, but also barioferrite and magnesioferrite from other localities of pyrometamorphic rocks of the Hatrurim Complex [11, 29, 34] . The positive charge caused by substituted trivalent iron by tetravalent titanium is compensated by the presence of divalent elements. The empirical crystal chemical formula of barioferrite is as O 19 , with x = 0.1 [36] . In the studied barioferrite, 0.12 Ca pfu is present at the Ba site (Table 2) , which most probably determines the band shifts. Also, we cannot exclude an influence of Al and Ti 4+ impurities substituting for Fe 3+ (Table 2 ) on bands position in the Raman spectrum. A similar effect was described before for Ti-bearing synthetic barioferrite [37] . Moreover, wide band centered about 1359 cm −1 is overtone (Figure 2) . The bands at 164 and 178 cm −1 are assigned to the motion of the spinel block as a whole [35] . The band near 673 cm −1 is not usually noted in barioferrite spectra [35, 37] ; it was observed once in the spectrum of pure barioferrite [38] , and it is possible, that this band is related to Fe 3+ in the bipyramid. . Similar band shifts were observed in Raman spectrum of synthetic barioferrite Ba1−xCaxFe12O19, with x = 0.1 [36] . In the studied barioferrite, 0.12 Ca pfu is present at the Ba site (Table 2) , which most probably determines the band shifts. Also, we cannot exclude an influence of Al and Ti 4+ impurities substituting for Fe 3+ (Table 2 ) on bands position in the Raman spectrum. A similar effect was described before for Ti-bearing synthetic barioferrite [37] . Moreover, wide band centered about 1359 cm −1 is overtone ( Figure 2) . The bands at 164 and 178 cm −1 are assigned to the motion of the spinel block as a whole [35] . The band near 673 cm −1 is not usually noted in barioferrite spectra [35, 37] ; it was observed once in the spectrum of pure barioferrite [38] , and it is possible, that this band is related to Fe 3+ in the bipyramid. 
Single-Crystal X-ray Diffraction Data
A fragment of the barioferrite crystal shown in Figure 1c was used for the single-crystal structural investigations. The experimental details and crystallographic parameters are given in Table 1 . The crystal structure of barioferrite was refined with the use of the SHELX program [40] . Empirical absorption corrections were applied in the CrysAlisPro [41] suite of programs using spherical harmonics, implemented in the SCALE3 ABSPACK scaling algorithm. The volumes of coordination polyhedra were calculated using the VESTA 3 program [42] . Atomic labels were assigned following the first crystal structure description [3] . The final atomic coordinates and isotropic displacement parameters are reported in Table 3 , selected interatomic distances are in Table 4 , and anisotropic displacement parameters are given in the Table 5 . Table 6 provides information on the polyhedral volumes of cations.
The site labels and atomic positions were taken from [3] , and the crystal structure was refined anisotropically to R1 = 0.014, 0.021, 0.016, and 0.017 for 501, 508, 461, and 519 unique observed reflections with |Fo| ≥ 4σF at 100, 200, 300, and 400 K, respectively (Supplementary materials). The thermal ellipsoid of the Fe2 site shows elongation along the [001] direction (Table 5 ) at 100 K, and additional experiments at 200, 300, and 400 K were performed in order to check the thermal behavior of this site. In contrast to hibonite [43] , the model where Fe2 split into two 4e sites does not improve R1 values. In the split model, during refinement, both 4e sites shift into the central 2b position. In this model, the anisotropic displacement parameters will be more reasonable in character, but due to the short Fe2-Fe2 distance of 0.277(2) Å , their thermal ellipsoids overlapped. Because modern refinements of magnetoplumbite-type structures use a split model, we choose the model with the one central Fe2 atom for convenience of calculation of the polyhedral volumes.
The crystal structure of barioferrite belongs to the magnetoplumbite-type structure (Figure 4 ). In the terms of close packing, it can be described as the stacking of cubic and hexagonal pack layers in the sequence …BAB'ABCAC'AC… along the [001] direction [5] . The layers A, B, and C consist exclusively of oxide ions, while the layers B′ and C′ are represented by the (BaO3) 4-layers [5, 44] . In the view of modular crystallography, the crystal structure of barioferrite consist of two fundamental blocks (Figure 4 ): spinel-like S-modules with a cubic stacking sequence of close packed layers and R-modules with a hexagonal stacking sequence [2] . S-modules consist of a spinel structure fragment, which is based on the two identical sheets of edge-shared Fe4 octahedra and one octahedral 
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The crystal structure of barioferrite belongs to the magnetoplumbite-type structure (Figure 4 ). In the terms of close packing, it can be described as the stacking of cubic and hexagonal pack layers in the sequence . . . BAB'ABCAC'AC . . . along the [001] direction [5] . The layers A, B, and C consist exclusively of oxide ions, while the layers B and C are represented by the (BaO 3 ) 4-layers [5, 44] . In the view of modular crystallography, the crystal structure of barioferrite consist of two fundamental blocks (Figure 4 ): spinel-like S-modules with a cubic stacking sequence of close packed layers and R-modules with a hexagonal stacking sequence [2] . S-modules consist of a spinel structure fragment, which is based on the two identical sheets of edge-shared Fe4 octahedra and one octahedral (Fe1)/tetrahedral (Fe3) layer embedded between two octahedral layers. The S-module contains three independent iron octahedron is significantly smaller than the other octahedral sites (Figure 5) , and the Fe1-O bond length is 1.980 Å (100 K), also consistent with the admixture of aluminum. The tetrahedral Fe3 and octahedral Fe4 sites have admixtures of Mg and Ti, respectively. Their mean Fe-O bond lengths are 1.915 and 2.022 Å (at 100 K) and are consistent with the refined occupancies of Fe0.94Mg0.06 and Fe0.94Ti0.06. These bond lengths are close to those theoretically expected, 1.87 and 2.05 Å [45] , respectively, and close to those observed in synthetic barioferrite: 1.888 and 2.007 Å , respectively [2] . octahedron is significantly smaller than the other octahedral sites (Figure 5) , and the Fe1-O bond length is 1.980 Å (100 K), also consistent with the admixture of aluminum. The tetrahedral Fe3 and octahedral Fe4 sites have admixtures of Mg and Ti, respectively. Their mean Fe-O bond lengths are 1.915 and 2.022 Å (at 100 K) and are consistent with the refined occupancies of Fe0.94Mg0.06 and Fe0.94Ti0.06. These bond lengths are close to those theoretically expected, 1.87 and 2.05 Å [45] , respectively, and close to those observed in synthetic barioferrite: 1.888 and 2.007 Å , respectively [2] . 
Discussion
The natural samples of hexaferrites are of interest to chemists and mineralogists due to the wide range of substitutions, which affect the physical-chemical properties of the titled compounds [43, 47] . The present study confirms the incorporation of Mg into the tetrahedral Fe3 site as suggested in [43, 48] The mean Fe3-O bond length of 1.914 Å was slightly higher than that in the synthetic barioferrite of 1.888 Å [2] . The incorporation of Ti into magnetoplumbite-like compounds are widely discussed in the literature; according to this data Ti orders into M2 and M4 [49, 50] or Fe4 > Fe3 > Fe2 [5] . In our case, Ti is allocated in the Fe2 and Fe4 sites. The polyhedral volume of Fe4 octahedra is significantly larger than other octahedral sites ( Figure 5 ) because of the presence of admixtures of divalent cations, such as Cu, Ca, Zn, and Mn.
With the increase of temperature over the range of 100-300 K, most polyhedra in the structure of natural barioferrite do not significantly change in volume (Tables 5 and 6 ). That is in agreement with the observations of the magnetoelectric effect in some magnetoplumbite-like compounds at temperatures up to ambient [51] . However, the local negative thermal expansion (NTE) of Fe1 and Fe4 octahedra in the S-block of the structure at the temperatures 100-200 and 100-300 K, respectively-probably, due to local structure deformations-requires further investigation.
The most difficult question is the character of the disorder in the Fe2 site ( Figure 6 ). According to [2, 5, 52] , there are three different models, which can be considered for the structural and dynamic characteristics of the bipyramidal Fe 3+ ions: (1) a non-disordered configuration, (2) a static disorder between two adjacent pseudotetrahedral sites, and (3) a dynamical disorder between these sites (Figure 7 ). It seems that both refinement models support a dynamic disorder character (Figure 8 ). In the single-atom model, the elongation of the displacement ellipsoid of the iron atom in the trigonal bipyramid along the [001] direction increased with temperature ( Table 5 ). The decrease of the Fe2-O5 distances from 1.862(3) at 100 K to 1.857(3) Å at 400 K was correlated to the increase of the Fe2-O1 distances from 2.279(3) at 100 K to 2.300(3) Å at 400 K. According to our data, the iron atoms were randomly displaced from the center of the trigonal bipyramid. In this case, both structural models were appropriate (Figure 7 ). In the split-atom model, the Fe2-Fe2 distance increased from 0.277(2) at 100K to 0.358(7) Å at 400 K. In the static model of disorder, the site on the one side of the triangle (O5-O5-O5) plane is occupied by tetrahedrally coordinated Fe, whereas the site on the other side of the plane is vacant. In our case, the changes of the bond lengths of the FeO 5 polyhedra are significantly smaller for the static model of splitting the Fe2 site, and all attempts to refine the model with a split Fe2 site (situated on the center of the tetrahedra) leads to a significant increase of the R-values. We consider that the disorder at the trigonal bipyramid in the barioferrite crystal structure has an exclusively dynamic disorder character. . Thermal ellipsoids of Fe2, O1, and O5 atoms at 100 and 400K. Thermal ellipsoids are drawn at the 90% probability level.
In conclusion, it should be noted that although barioferrite was first discovered in an altered baryte nodule and considered to be a very rare mineral [1] , it turned out to be a common accessory mineral of high-calcium paralavas and gehlenite hornfelses [9, 11] . The natural occurrence of the Ca-analogue of barioferrite (or Fe-analogue of hibonite) CaFe12O19 has been recently reported [11] , and in addition to barioferrite with a S/R = 3:1 module ratio, a barium ferrite with the S/R = 5:1 ratio Ba(Fe 2+ ,Mg)2Fe16O27 also exists [53] . Figure 8 . Thermal ellipsoids of Fe2, O1, and O5 atoms at 100 and 400 K. Thermal ellipsoids are drawn at the 90% probability level.
In conclusion, it should be noted that although barioferrite was first discovered in an altered baryte nodule and considered to be a very rare mineral [1] , it turned out to be a common accessory mineral of high-calcium paralavas and gehlenite hornfelses [9, 11] . The natural occurrence of the Ca-analogue of barioferrite (or Fe-analogue of hibonite) CaFe 12 O 19 has been recently reported [11] , and in addition to barioferrite with a S/R = 3:1 module ratio, a barium ferrite with the S/R = 5:1 ratio Ba(Fe 2+ ,Mg) 2 Fe 16 O 27 also exists [53] .
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